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metal oxide layers by multiple cycles of ALD and subsequently reducing the oxides to metal. The oxides tend to maintain more 

^ stable interfaces during formation. 
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THIN FILMS FOR MAGNETIC DEVICES 

Field of the Invention 

This invention relates to magnetic structures for semiconductor devices and, more particularly, to a 
method for forming such structures by depositing thin films using atomic layer deposition (ALD). The 
magnetic structures may find use in magnetic random access memories (MRAMs) or in the magnetic field 
sensing elements that can be used in read-heads of computer hard-disk drives. 

Background of the Invention 

Magnetic structures in integrated circuits and hard-disk read-heads include multi-layer devices 
comprising ferromagnetic films, conductive films and insulation films.. These layered magnetic structures 
include magnetic tunneling junctions, spin-valve transistors and pseudb spin valves. 

Most commonly, physical vapor deposition (PVD) and chemical vapor deposition (CVD) processes 
are used for deposition of these films. There are problems associated with these techniques; pinholes, film 
thickness non-uniformity and impurities at the film interfaces have caused devices to fail, For example, 
PVD results in three-dimensional growth of cobalt into islands on aluminum oxide, rather than two- 
dimensional film growth. In addition, ferromagnetic metals are rather sensitive to corrosion and thus require 
very careful treatment 

The problem of thickness non-uniformity can be mitigated using a chemical-mechanical polishing 
technique (CMP). A CMP technique for making a magnetic structure has been described in patent 
application WO 00/38191, published June 29, 2000. Unfortunately, CMP causes oxidation of some 
ferromagnetic materials. The oxygen must be removed and the film restored to elemental metal. This 
reduction reaction should be effected at a low temperature (e.g., less than about 300°C), as high 
temperatures can destroy the functionality of the device. 

Magnetic random access memories (MRAMs) have many desirable properties. The magnetic 
polarity of the soft magnetic layer can be switched very quickly, in as little as a nanosecond. The MRAM 
cells can be packed close together, they can be scaled down to densities used for state-of-the-art DRAMs 
(dynamic random access memories). MRAM fabrication requires fewer mask steps than DRAM fabrication, 
thus simplifying production and saving time and costs. In addition, the MRAM is non-volatile. Unlike the 
DRAM, it is not necessary to supply the MRAM with continuous or periodic power. Once data has been 
written to the MRAM cell it will remain until it is rewritten and needs no additional power. Thus, it is 
expected that MRAMs have the potential to replace DRAMs, static RAMs (SRAM) and flash memory in a 
wide range of applications, such as cell phones, MP3 players, personal digital assistants (PDAs) and 
portable computers. The manufacturing of magnetic central processing units (MCPU) will also be feasible. 
MCPUs can be reprogrammed on the fly to match any specific task. Before this can happen, however, .the 
remaining manufacturing problems of MRAM structures must be solved. 
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One font, of a basic MRAM cell comprises e single current-sensing element and a hee-layer 
maanefica., functional sand*!,. These cefla ana written to and read via ouneu. passing through adpsrt 
cycling lines. In foe sandwich a ver, thin, insuiafin, er W dietecf* layer separatee m magnefic 
te*na. One of foe magnet* layers Is W t*h means foe. *** small magnefio fields can change »>e 

5 magneto potent, of foe material, to. foe material has low ooenol*. The other magnetic la»er te "hart. wM, 
means that foe pole*, of foe material changes only under foe Muenoe of a relaBvely large magnefic fieW, 
ie foe layer has high coercMy. The magnetic fields associated wlfo wmlng and reading currents m the 
hunting lines cannot change .he magnefic potent, of foe W magnefic teste,. Date is wntten to foe so« 
magnetic teyer of foe sandwldt by passing a curren. ftmugh to conductor lines that are eteotocalt, 

10 connected to the magnetic layers;' 

A single bit of data can be read from the sandwich by using an address line connected to one of the 

through the magnetic sandwich. The level of the tunneling current depends on the polarity of the magneto 
.ayers in the sandwich. When thepolarity of the t a ^*m*V^^^ M * m ** m 
15 sandwich than when the polarity of the magnetic layers is antiparallel. 

In the MRAM cell, the thickness of the insulating layer in the sandwich is in the nanometer range. 
The strength of the tunneling current through the insulator is very sensitive to the thickness of the insulator. 
For example, aluminum oxide insulating thin films may be just four atomic layers thick. Changrng the 
' thickness of the insulator by only a tenth of a nanometer may change the tunneling currant by an order of 
20 magnitude. In addition, the insulator must have high dielectric strength to withstand the operating voltages 

and provide sufficient tunneling current. 

MRAM structures are also sensitive to pinholes in the layers. These can short-out the magnetic 
memory cell, rendering the device non-functional. The MRAM layers are also temperature sensitive; defects 
can be expected if the layers are exposed to excessively high temperatures. 
25 The tunneling dielectric can be made, for example, by plasma oxidiang an aluminum metal layer .nto 

aluminum oxide. Low surface diffusion of atoms prevents formation of islands and pinholes. 

Spin-valve transistors are used as magnetic field sensors. Read-heads for hard-disks and MRAMs 
can comprise spin-valve transistors. 

in a typical spin-valve transistor structure (Si collector / Co / Cu / Co / Pt / Si emitter), Co and Cu 
30 layers are deposited by sputtering. The optimum thickness of the Cu layer is about 2.0 - 2.4 nm. Improved 
flatness of the Co/Cu interface increases the magnetoresistance effect, which is desirable. The scattenng 
probability of the hot electrons in the base is altered by a magnetic field. 
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Summary of the Invention 
According to a first aspect of the invention, magnetic structures comprising very thin films are 
fabricated utilizing atomic layer deposition (ALD). In one embodiment, a tunnel dielectric for a magnetic 
tunnel junction is formed by ALD. In another embodiment, thin metal films for magnetic devices are fabricated 
5 by ALD, such as by utilizing alternated metal source and hydrogen-rich plasma gases. In still, another 
arrangement, thin metal films for magnetic devices are fabricated by depositing , metal oxide thin films by 
multiple ALD cycles, followed by reduction of the metal oxide to a metal state. 

These methods ensure near perfect uniformity in magnetic and non-magnetic conductors, and 
suppress migration that can cause spiking. In magnetic tunnel junction devices, dielectric layers of perfect 
10 uniformity allows optimal thickness, avoiding leakage current while keeping the layers thin enough to allow 
sensitivity for tunneling. ... v. . 

Brief Description of the Drawings 
Figure 1 is a schematic cross section depicting the basic structure of a magnetic tunneling junction 
(MTJ) cell' ' - : r ', ' \ 
15 Figure 2 is a schematic cross section depicting the structure of a magnetic tunneling cell, similar to 

that of Figure 1 , with additional layers that cause an increased magnetic resistance effect. 

Figure 3 is a flow chart showing the basic pulsing sequence used for a two-phase atomic layer 
deposition (ALD) process. 

Figure 4 is a schematic cross-sectional drawing of a spin-valve transistor. 
20 Figure. 5 is a flow chart depicting a process for depositing a Co/Cu/Co structure by ALD. 

Figure 6 is a flow chart depicting a process for depositing a C0/AI2O3/C0 structure by ALD. 

Detailed Description of the Preferred Embodiment 
The present invention generally involves improvements in the fabrication of magnetic devices. The 
methods described herein may find use, for example, in the formation of magnetic structures in memory cells 
25 (e.g., MRAMs) and the sensing elements of read-heads. 
Magnetic tunnel junctions 

Figure 1, illustrates an integrated circuit device, and more particularly the magnetic tunnel junction 
(MTJ) of a magnetic random access memory (MRAM) cell. The device includes two conductors, comprising 
ferromagnetic layers 12 and 16, and an insulator 14 therebetween. Unes 10 and 18 represent electrodes on 
30 either side of the junction. The insulator 14 serves as a tunneling dielectric layer 14 of the MTJ, sandwiched 
between a hard ferromagnetic layer 1 2 and a soft ferromagnetic layer 1 6. 

Figure 2 illustrates another example of an MRAM MTJ. In the illustrated embodiment, the device 
additionally includes layers 13 and 15, which are conductors formed of a non-magnetic metal. In the 
illustrated embodiments layers 13 and 15 comprise copper. 
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Exemplary ALD processes are set forth hereinbelow, providing processes for forming the dielectnc 
14, the hard 14 and soft 16 magnetic layers and the non-magnetic layers 13 and 15. 

Al 2 0 3 seems to be the best tunneling dielectric film so far. However, it has also been possible to 
- deposit other dielectrics, such as Si0 2 , Y 2 0 3> La 2 0 3 , Zr0 2 , Hf0 2 and Ta 2 0 5 , by the ALD method, 
5 As a further benefit of the ALD process, deposition of aluminum oxide by ALD onto a ferromagnetic 

metal surface does not oxidize the ferromagnetic metal. 
Formation of magnetic tunnel junctions bv meta l oxide deposition and reduction, 

According to one aspect of the invention, the following process steps are executed during the 
: manufacturing of magnetic'turirierjunctiohs. , * ■■ - 

.10 •• . Asubstrate.comprising.ahardmagneticmaterialis,provided. The.substrate surface is cleaned first . 
, by-sputter-etching or by,treataent with hydrogen-rich radicals, alcohols, .aldehydes or carboxylic acids .to, 
eliminate any surface oxide in. preparation Jor atomic layer .deposition (ALP). Optionally, the. cleaned metal . 
layer may be treated prior to deposition of metal oxide to ensure the subsequent formation of a uniform metal 
oxide layer by ALD on the substrate. • '• V 

15 A firstlayerofmetalo>dde,such^^ 

cycles of ALD, onto the substrate. This first metal oxide layer is then reduced to elemental metal. A thin 
tunneling dielectric layer, such as Al 2 0 3 , is deposited, preferably by ALD. A second metal oxide layer, such 
as cobalt oxide or copper oxide, is deposited over the dielectric layer, preferably by multiple cycles of ALD. 
The second metal oxide layer is then reduced to elemental metal. 
20 An exemplary ALD process is illustrated in Figure 6. A cobalt oxide layer is deposited by ALD 200 

and then reduced to elemental cobalt in a reduction reaction 210. An aluminum oxide layer is then deposited 
by ALD 220. Next a second cobalt oxide layer is deposited by ALD 230 over the aluminum oxide layer and 

reduced to elemental cobalt 240. 

The formation of elemental metal layers by depositing a metal oxide and then reducing the metal 
25 oxide is beneficial to the formation of magnetic devices. The reduced mobility of the metal atoms in the oxide 
lowers the probability of island formation in the thin film during deposition and provides for more uniform film 
growth. 

Formation of magnetic tunnel iu ™-"""s hy metal deposition 

Metal thin films can also be grown directly by ALD from alternating pulses of volatile metal source 
30 chemicals and reducing agents. Preferably, the reducing phase is a very strong reducer, preferably rich in 
hydrogen radicals. Hydrogen-rich radicals can be produced, for example, using an in situ plasma and more 
preferably a remote plasma source. 

It is acceptable for the electrical resistance of a magnetic tunnel junction (MTJ) to be quite high, so it 
is also possible to use semi-metallic ferromagnetic materials for the ferromagnetic layers in magnetic tunnel 
35 junctions. Materials such as Fe 3 0 4 (magnetite), Cr0 2 , and manganite perovskites, which are preferably 
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doped with alkaline earth metals, can be deposited by ALD and used in' MTJ's instead of elemental 
ferromagnetic metals. Suitable processes are discussed in "Thin film deposition of lanthanum manganite 
. perovskite by the ALE process", 0. Nilsen, M. Peussa, H. FjellvSg, L. Niinisto and A. Kjekshus, J. Mater. 
Chem. 9 (1999) 1781-1784, which is incorporated by reference herein. 
5 ALD is a perfect tool for constructing unique magnetic metai oxide superlattices for use in magnetic 

tunnel junctions. 
Spin valve transistor 

With reference to Figure 4, a spin-valve transistor is shown in cross section. Electrical contacts are 
.made 1 to" the transistor ^thraughleads 30;44 and 46. "Electrons are injected from a silicon emitter 42 into an 
10 * exemplary base stack 41 that consists of.four layers: platinum 40, cobalt 38, copper 36 Wnd cobalt 34. 
. Electrons pass from the emitter 42, through the base stack and into the silicon collector 32 to -form the 
collector current. : The semiconductor-metal interfaces, 42/40, 34/32 are Schottky barriers. The exemplary 
base stack Pt/Co/Cu/Co 41 has a total thickness of about 10 nm and, in the prior art, is usually deposited by 
sputtering. This' stack 41 forms the base of the transistor. One or more of the four layers of the stack 41 may 
15 be deposited by ALD, 

Spin valve transistor formation 

The metal layers of the base stack 41 of the spin-valve transistor can be deposited by plasma- 
enhanced atomic layer deposition (ALD) from alternating vapor phase pulses of metal source chemicals and 
hydrogen plasma. 

20 More preferably, the magnetic layers 34, 38 and conductive layer 36 of the base stack 41 are 

deposited in the form of metal oxides by ALD, in accordance with the process of Figure 5, steps 100 to 130. 

As an option, a platinum oxide or cobalt-platinum oxide layer can also be deposited by ALD on top of 
the second cobalt oxide layer. Subsequently, these metal oxide layers are chemically reduced to elemental 
metal layers with a reducing agent that is selected from the group consisting of, but not limited to, hydrogen, 

25 activated hydrogen, carbon monoxide, alcohols, aldehydes and carboxylic acids. Preferably, strong organic 
reducing agents are employed. The thickness of the metal oxide thin film decreases about 30 - 50% when 
oxygen is removed from the film during the reduction process. 

A substrate with a patterned doped silicon surface, that will form a collector of electrons 32, is 
provided to the reaction chamber of an ALD reactor. A first cobalt oxide layer is deposited 100 on the 

30 substrate from multiple cycles of alternate pulses of a cobalt source chemical and an oxygen source 
chemical. Copper oxide is deposited 110 on the cobalt oxide surface from multiple cycles of alternating 
pulses of a copper source chemical and an oxygen source chemical. A second cobalt oxide layer is 
deposited 120 over the copper oxide from multiple cycles of alternate pulses of a cobalt source chemical and 
an oxygen source chemical. 



PCTAJS01/44350 

WO 02/45167 

The oxides ran be reduced 130 Mo metals use*, for example, ateohols (e.g. ethane!),. atahydea 
,e, *-U*«— Thesobstrafev^oxtoelayaraisp™ 
reaction space that Is subset evaraated. The reding agent H vaponzed an. fed * toe ^on 
space, opto* - 1. aid o, . to* came, gas. such as ntoogen. The reduce, agent tee* , * to 
5 oxide teyere wherehy to oxMe Mayer stxuoture, coba» oxMe , copper oxide / coba« ox*, k cherry 
reduced to en elemental Wtayer M* ColCu/Co. TyptoaDy. the reactor, space is then gorged u* en 
inert carrier gas to remove the unreacted organic redrnSng agent and reaction products. 

The reduction prraera ran be ranted out to a wide temperature range, even as to. ee toon, 

.temporal ^mmm*****^*****™*™??" 
10 300-C to 400-C and more preferably 310T toWC. Thepraaanre to the reaction space . *«* 0* 

.mbertoainto. ■ 
" 'ooppei oxide havtog a mm. up » 400 nm can be radurad to approximately 3 to 5 mtoutee. For layers 

■Ui;iH«.tfOLi »iio»i.i«— *••-»-••«*•*--*■ 

thlctesa decreases about 30% upon reduction to elementelmea. - 

15 'Toprevertrooxktatton.oftoexpx^ 

same reactor and m before deposition ot the platinum metal. If raoxtdaOon does oraur. a subaeouent 
raduotion treatment using votaOle organic compounds auoh es afcohols, aldehydea or rarboxyfc acids ran be 

"""""""ow benefit of depoaWng oxide films and later reducing the films to elemental term is that the 
2. ^bilityofthemetalatemstedeoreasedinfheoxidetorn. Thte loathe probat*, of island tormalirarn 
the thin film dunng deposition and ensures uniform t»«H»mensk»,al 01m growth. Copper atoms, especratly, 
have a tendency for high surface mobility even at loom temperature. 

Pseudo-spin valve 

ta^toanotorerrtoodimento^ 
gg (no, shown) ran bo «*«M b, to rratods desertod he* In a pseudo-spto v*e. to « 
in^^m*^****^*-***" Abitofinfranabon^stored 
to the M ferromagn* teyer and to second ferromagruatfc layer halpa to read the atete of toe fuel 
femomagnetle layer. Wvenough current wi» awfch toe magneOc orientate of toe M fenomagnetro toyer, 

3, been deaoribed to Solen* Amenran, In Focus: The Magnetic AM* May 1999, the dfcclosure of wham 

is included herein by reference. 

T* first ferromagnetic (FM) layer can be made magnetically softer than the second FM layer by 
using a dierent material that has higher coercivity than the second FM layer. An example of this dttfenng- 
serial structure is f*WI^I(*WnT*^*™*^*^ 
35 with a Coe,Pt 19 alloy layer. Another possibility is to make both ferromagnetic layers of the same matenal, but 
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make the first FM layer thinner than the second one. An example of this differing-thickness structure is thin 
Co (first FM) / conductor / thick Co (second FM). In both cases a conductive layer separates the 
ferromagnetic layers. An exemplary material for the conductive layer is copper. In another arrangement the 
first ferromagnetic layer can be made harder than the second ferromagnetic layer. 

5 Pseudo spin valve formation by metal deposition 

According to a first embodiment of the invention, the pseudo-spin valve sandwich is formed by ALD 
with the use of metal source gases and hydrogen-rich radicals. The basic atomic layer deposition of each 
layer in the sandwich comprises the following steps: 

"(i) Metal source chemi'6d v «^r telntaddUGed' into the reaction space and makes contact* with the' 

10 substrate surface/ " " - - - 

(2) Surplus metal source chemical and reaction by-products are purged from the reaction space by 

-pumping and/or by flowing an inactive gas (e.g. nitrogen). - ~ v. . 

(3) Hydrogen-rich chemical plasma is introduced into the reaction space and makes contact with the 

substrate surface. . >v.,v,> . , :*./,. 

15 (4) Surplus hydrogen-rich chemical plasma and reaction by-products are purged from the reaction 

space by pumping and/or by flowing inactive gas (e.g. nitrogen). 
When a layer containing only one metal is required, the four steps are repeated until the metal film 
reaches the desired thickness. As an example, a Co metal thin film is grown by ALD from volatile compounds 
of cobalt and hydrogen plasma. The cobalt compound self-limitingly adsorbs no more than about one 
20 monolayer of cobalt species on the substrate, while the hydrogen plasma reduces the adsorbed species to 
elemental metal. 

When a layer containing a binary alloy is required, the four steps are repeated alternately with a first 
metal source gas and a second metal source gas until the alloy film reaches the desired thickness. 

As a non-limiting example, the completed sandwich may contain 6 nm NiFe / 5 nm Cu / 6 nm Co. As 
25 another, non-limiting example, the completed sandwich may contain 6 nm Co / 5 nm Cu / 20 nm Co. 

Benefits of these ALD processes include the fact that all the process steps can be done at low 
substrate temperatures and the control over the thin film thickness uniformity is excellent. 
Pseudo spin valve formation by deposition of metal oxide followed by reduction 

In accordance with another embodiment of the invention, metal oxides are first deposited, preferably 
30 by multiples cycles of ALD, and then these metal oxide layers are reduced into elemental metal layers. In this 
case, atomic layer deposition of each layer in the sandwich comprises a cycle of the following steps: 

(1) Metal source chemical vapor is introduced into the reaction space and makes contact with the 

substrate surface. 

(2) Surplus metal source chemical and reaction by-products are purged from the reaction space by 
35 pumping and/or by flowing an inactive gas (e.g. nitrogen). 
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(3) Oxygen source chemical is introduced into the reaction space and makes contact with the 

substrate surface. . 

(4) Surplus oxygen source chemical and reaction by-products are purged from the reaction space by 

pumping and/or by flowing an inactive gas (e.g. nitrogen). 
5 These four steps are repeated for many cycles until a metal oxide thin film of desired thickness s 

formed. As an example, a cobalt oxide thin film is grown by ALD from volatile compounds of cobalt (e.g. 
Co(thd) 3 ) and volatile or gaseous oxygen compounds (e.g. ozone). 

Afterfinishing the ALD processing, there are metal oxide layers on the substrate surface. As a non- 

' , fimlting example, ti^ 
10 oxide stack can be .duced into an elemental metal stack. (cobalt / copper / cobalt) , one step. Hydrogen 
gas, hyd^rich pl^oarbon monoxide, alcohols, aldehydes and some carbox^ic acids can be used, 
for example, as reducing agents to effectthe transformation. 

One benefit of this "metals from metal oxide" process is that the surface mob* of metal atoms . 
. reduced when they are bound to oxygen. T*<^*f^**°^*m^ : 
15 during deposition and helps to ensure thickness uniformity and consistency in the thin-film growth. Intheas- 
deposited struct the oxide layers are separate and distinct from one another with planar interfaces .n 
between. Another benefit of this "metals from metal oxide" process is that the deposition steps and toe 
reducing steps can be performed at low temperatures, e.g., less than 300'C, which is desirable in integrated 
circuit fabrication. ALD provides excellent control over the thin film thickness uniformrty. 

20 The Deposition Process . 

For th. w „s e of the present invention, an aton* layer deposition (ALD) pmoass, also knoam as 

on sequenM and alternating sen-saturating surfaoe reaotae from at to. t»o saparato gaseous souro, 
chomieata. Temper* a* arrant to be abo« the conden*fa points and beta* the M 
25 deeomposto, pM for the souroe ohemtods. The pnnorples of ALD are disdosed. far «*. > US 

desanpdon of the ALD process pan ba found in-Atomio Layer Epdaxy* b, Dr. Taomo Sartola. bSDdboo^ 
C-vMSro* vol. 3. Thin Ins and Eptey, Part Bt Groadh Meohanrsms and Dynante. Chapter 14, pp. 601 
. 663, EdM by D. T. J. Huda, Elsevier Solenoe B.V., 1994, the dfcetosurs of whloh Is Waded here* by 

^^^^^^^^^^^^aeposHton. Sooroe ohonaoal pulses 40 
and 44 are separated from one another h dme and spaoe by W periods 42 and 46. AltemaSaaly, *a 
purge penoda oan bo rapteood by eaaeuadon of the ohambar to remove byproduct and' exeess raadrard 
bewen soomo dhemioal puteea 40, 44. Importantly, oaoh gate preferably has a saWnSUng affeol leaving 



-8- 



WO 02/45167 



PCT/US01/44350 



no more than about one molecular monolayer of material per cycle. Typically, the metal source chemicals 
include ligands that self-terminate adsorption of a monolayer or partial monolayer. 
The Source Materials 

ALD requires thermally stable source chemicals that have high-enough vapor pressure at the source 
5 temperature (preferably 200°C to 400°C, 300°C in the illustrated embodiments). Sufficiently high vapor 
pressure of the source chemical is around 0.01 - 0.1 mbar. Higher vapor pressure can decrease the required 
minimum pulse time of the source chemical and make the process faster. 

Metal Source Materials 

Volatile aluminum I source chemicals are^selected from the group consisting of, but not limited to, 
10 alkyl aluminums (e.g. trimethyl aluminum TMA), aluminum alkpxides (e.g. aluminum isopropoxide (AI(0*Pr)3)), . 
, r aluminum-beta-diketonates (e.g. Al(thd)3) and anhydrous aluminum nitrate (AI(N03)3). 

Volatile copper compounds are selected from the group consisting of, but not limited to, Cu(thd)2,. 
Cu(acac)2, Cu(hfac)2, CuCI, CuBr, Cul and anhydrous copper nitrate (Cu(N03)2). Anhydrous Cu(N03)2 has 
; . .not been commercially available but it can easily be synthesized from copper metal, and dinitrogeh tetroxide in ' 
15 anhydrous ethyl acetate. The synthesis has been described by C. C. Addison and B. J. Hathaway, "The 
Vapor Pressure of Anhydrous Copper Nitrate, and its Molecular Weight in the Vapor State", J. Chem. Sob. 
1958 pp. 3099-3106, the disclosure of which is included herein by reference. 

Volatile cobalt compounds are selected from the group consisting of, but not limited to, tris(2,2,6,6- 
tetramethyl-3,5-heptanedionato)cobalt (Co(thd)3), Co(acac)3, cobalt tricarbonyl nitrosyl (Co(CO)3NO), 
20 cyclopentadienylcobalt dicarbonyl (CsHsCofCO^) and anhydrous cobalt nitrate (Co(N03)3). Anhydrous 
cobalt nitrate (Co(N03)3) has not been commercially available but it can be synthesized, e.g., according to 
the instruction published by R. J. Fereday, N. Logan and D. Sutton, "Anhydrous cob^lt(lll) nitrate", Chem. 
Commun. 1968, pp. 271 , the disclosure of which is included herein by reference. 

Volatile iron compounds are selected from the group consisting of, but not limited to, tris(2,2,6,6- 
25 tetramethyl-3,5-heptanedionato)iron (Fe(thd)3), bis(cyclopentadienyl)iron (^Hs^Fe) and its alkyl 
derivatives, iron (III) acetylacetonate (Fe(CH3COCHCOCH3)3), iron (III) chloride (FeCl3) and iron 
pentacarbonyl (Fe(CO)s). 

Volatile chromium compounds are selected from the group consisting of, but not limited to, 
tris(2 l 2,6,6-tetramethyl-3,5-heptanedionato)chromium (Cr(thd)3), chromyl chloride (C1O2CI2), 
30 bis(cyclopentadienyl)chromium (^Hs^Cr) and its alkyl derivatives, bis(ethylbenzene)chromium, chromium 
(III) acetylacetonate (Cr(CH3COCHCOCH3)3) and chromium hexacarbonyl (Cr(CO)6). 

Volatile nickel compounds are selected from the group consisting of, but not limited to, bis(2,2,6,6- 
tetramethyl-3,5-heptanedionato)nickel (Ni(thd)2), nickel carbonyl (Ni(CO)4), nickel (II) 
hexafluoroacetylacetonate, bis(cyclopentadienyl)nickel ((Csh^Ni) and its alkyl derivatives and 
35 tetrakis(trifluorophosphine)nickel (0) (Ni(PF3)4). 
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Oxygen Source Materials 

Gaseous or volatile oxygen source chemicals can be selected from the group consisting of, but not 
limited to, oxygen, ozone, water, hydrogen peroxide, peroxy acids (e.g. CH3COOOH), and oxygen radicals. 
Post ALP Reducing Agents — 
5 As used herein, the terms "reduction" and "reducing" refer to the removal of oxygen atoms from a 

metal layer "Reduction" does not have to be complete reduction and some oxygen atoms may remain in a 
metal layer after it has been reduced. Thus a metal layer that is "reduced" or "at least partially reduced" is a 
metal layer from which some, but not necessarily all oxygen atoms have been removed. Further, an 

-elemental metal" that is formed by "reduction" of a metal oxide is a metal layer from which most oxygen 

10 atoms have been removed. However, it is understood, tfiat an elemental metal layer may contain some 
residual or contaminant oxygen atoms;; r ; ' - • •' 

Reducing agents can be selected from, but are not limited to, the following: hydrogen, hydrogen-rich 
radicals, carbon monoxide, alcohol vapor, aldehyde vapor and carboxylic acid vapor. 

■ In one embodiment metal oxide~;is reduced with hydrogen plasma. Briefly, the substrate comprising 
15 the metal oxide layer is placed in a reaction chamber. A gas mixture comprising hydrogen is allowed to flow 
into the reaction chamber and Radio Frequency (RF) power is applied to create a plasma discharge in the 
hydrogen gas. The plasma discharge etches the metal oxide, leaving elemental mey . 

In another embodiment metal oxide layers are reduced with one or more organic reducing agents. 
Preferably the organic reducing agents have at least one functional greup selected from the group consisting 

20 of alcohol, aldehyde and carboxylic acid. 

Reducing agents containing at least one alcohol group are preferably selected from the group 
consisting of primary alcohols, secondary alcohols, tertiary alcohols, polyhydroxy alcohols, cyclic alcohols, 
aromatic alcohols, halogenated alcohols, and other derivatives of alcohols. 

Preferred primary alcohols have an -OH group attached to a carbon atom that is bonded to another 
25 carbon atom, in particular primary alcohols according to the general formula (I): 

Ri-OH W 
wherein R< is a linear or branched C, - C 20 alkyl or alkenyl groups, preferably methyl, ethyl, propyl, butyl, 
pentyl or hexyl. Examples of preferred primary alcohols include methanol, ethanol, propanol, butanol. 2- 
methyl propanol and 2-methyl butanol. 
30 Preferred secondary alcohols have an -OH group attached to a carbon atom that is bonded to two 

other carbon atoms. In particular, preferred secondary alcohols have the general formula (II): 
OH 

R1.CH-R 1 M 
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wherein each R 1 is selected independently from the group of linear or branched Ci - C20 alkyl and alkenyl 
groups, preferably methyl, ethyl, propyl, butyl, pentyl or hexyl. Examples of preferred secondary alcohols 
include 2-propanoi and 2-butanol. 

Preferred tertiary alcohols have an -OH group attached to a carbon atom that is bonded to three 
5 other carbon atoms. In particular, preferred tertiary alcohols have the general formula (III): 

Of* 

R 1 -Cj-R 1 (III) 
R 1 

wherein each R 1 is selected independently from the group of linear or branched C1 - C20 alkyl and alkenyl 
10 groups, preferably methyl, ethyl, propyl butyl,' pentyl or hexyl. An example of a preferred tertiary alcoholis- 

tert-butanol. ' ."> r. -v- • \ • 

Preferred polyhydroxy alcohols, such as diols and triols, have primary, secondary and/or tertiary 

alcohol groups as described above. Examples of preferred polyhydroxy alcohol are ethylene glycol and 
. . . glycerol. ' r *' * •••.*' . ' -.\ ' .. 

15 Preferred cyclic alcohols have an -OH group attached to at least one carbon atom which is part of a 

ring of 1 to 10, more preferably 5-6 carbon atoms. 

Preferred aromatic alcohols have at least one -OH group attached either to a benzene ring or to a 

carbon atom in a side chain. Examples of preferred aromatic alcohols include benzyl alcohol, 0-, p- and m- 

cresol and resorcinol. 
20 Preferred halogenated alcohols have the general formula (IV): 

CHnX^-R^OH (IV) 

wherein X is selected from the group consisting of F, CI, Br and I, n is an integer from 0 to 2 and R 2 is 

selected from the group of linear or branched C1 - C20 alkyl and alkenyl groups, preferably methyl, ethyl, 

propyl, butyl, pentyl or hexyl. More preferably X is selected from the group consisting of F and CI and R 2 is 
25 selected from the group consisting of methyl and ethyl. An example of a preferred halogenated alcohol is 

2,2,2-trifIuoroethanol. 

Other preferred derivatives of alcohols include amines, such as methyl ethanolamine. 
Preferred reducing agents containing at least one aldehyde group (-CHO) are selected from the 
group consisting of compounds having the general formula (V), alkanedial compounds having the general 
30 formula (VI), halogenated aldehydes and other derivatives of aldehydes. 

Thus, in one embodiment preferred reducing agents are aldehydes having the general formula (V): 
. R3-CHO (V) 
wherein R 3 is selected from the group consisting of hydrogen and linear or branched C1 - C20 alkyl and alkenyl 
groups, preferably methyl, ethyl, propyl, butyl, pentyl or hexyl. More preferably, R 3 is selected from the group 
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OHC-R 4 -CHO ^ 
arouDS may be directly bonded to each other (R 4 is null). 

8 pled reLg agents «** - M one -COOH groop - P*« --«»-•• 
8roup no-* o. compounds ., toe N I-* » «* Cart °* 

acids and other derivatives of carbpxylic acids. : ' ?' " lfnrmil . a 

-c^- .•«: - *- ; ' ' ' m • " 

R5-C00H . • lV "' ■ ' , 

M * * Wn or M or M «. * or ft* gmup. preferably 

« h* nwe prefe^ or ML . Exanploe of prefemed con^ds to 

FXAMPl£1* T ha rtannsiliMl ■>,"*»■« nxlrla by ALP 

_ As^Lioadec^a^r^ctorALD^. T* reachon spar* jas 
MM * a uauaum php. Ate- the evacuate,. the pressure of the reauta epace was *M I. 
- * — gas that had a *« ot «m The* -he — 

induced into t. mm span* made contact * t. eobsWe surfaue. The raactat space «s 
nuraed with nitrogen gas between the alternating pulses. 

' te g l * ot me ^hoos Al 2 0 3 ■. - i,1 * — " - " 

^moxMentorwaslesstallu. Advaotageou^AWiso.ermodyn^Mly-eaod^dsootto 

25 caose oxidation of the adjacent metal layers. 

gXAMPLOUS dnnonldon nf rnnn-r mrHr, hy Al 0 and g reducing mm ,, fcH _ in 
^^cppp^eebyAlXandits subseuuerd reduction to copper metal is deaonbed in 

Pinnish pa« app»ca*r, » FI20001163. ■- « » « ^TZt 
FiOt m *- 2001 and U.S. pn.nl W Mon number 0*75.466. fled Octehe, 9. 2(0,. *e 

30 disclosures of which are included herein by reference. 

a Reduction of C "ft wig] Mfithanol Vapor 

A substrata «** a copper oxnda layer is loafed into (he reaction chamber of an Eagte 1 
to 360-C The pressors of the reaction chamber is adjusted to abort 5-10 mba, with flawmg ndrojeh gaa 
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Methanol vapor is mixed with nitrogen gas, introduced to the reaction chamber and contacted with 
the substrate. 

Excess methanol and reaction by-products are purged from the reaction chamber by flowing nitrogen 

gas. 

5 B. Reduction of CuO with Ethanol Vapor 

A substrate comprising a copper oxide layer is loaded into the reaction chamber of an Eagle 10™ 
reactor. The reaction chamber is evacuated to vacuum and heated to 360°C. The pressure of the reaction 
chamber is adjusted to about 5-1 0 mbar with flowing nitrogen gas. 
. . r . . .... , gjjgj-jj vap^p £ m j xed with r nifrogeh gafs, introduced to the reactioff -chamber and contacted with the 

10 substrate. . / . - > - - " *; 

Excess ethanol and reaction by-products are purged from -the reaction chamber by flowing, nitrogen 
gas. . „ .... .. ... 

C. Reduction of CuO with 2-Propanol Vapor 

A substrate comprising a copper oxide layer is loaded into the reaction chamber of an Eagle 10™ ■ 
15 reactor. The reaction chamber is evacuated to vacuum and heated to 360°C. The pressure of the reaction 
chamber is adjusted to about 5-1 0 mbar with flowing nitrogen gas. 

2-propanol (also known as isopropanol) vapor is mixed with nitrogen gas, introduced to the reaction 
chamber and contacted with the substrate. 

Excess 2-propanol and reaction by-products are purged from the reaction chamber by flowing 
20 nitrogen gas. 

D. Reduction of CuO with terf-Butanol Vapor 

A substrate comprising a copper oxide layer is loaded into the reaction chamber of an Eagle 10™ 
reactor. The reaction chamber is evacuated to vacuum and heated to greater than 385°C. The pressure of 
the reaction chamber is adjusted to about 5-10 mbar with flowing nitrogen gas. 
25 Terf-butanol vapor is mixed with nitrogen gas, introduced to the reaction chamber and contacted with 

the substrate. 

Excess ferf-butanol and reaction by-products are purged from the reaction chamber by flowing 
nitrogen gas. 

E. Reduction of CuO with Butvraldehvde Vapor 

30 A substrate comprising a copper oxide layer is loaded into the reaction chamber of an Eagle 10™ 

reactor. The reaction chamber is evacuated to vacuum and heated to 360°C. The pressure of the reaction 
chamber is adjusted to about 5-10 mbar with flowing nitrogen gas. 

Butyraldehyde vapor is mixed with nitrogen gas, introduced to the reaction chamber and contacted 
with the substrate. 
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nitrogen gas. 

10 nitrogen gas. ' . : . , -■ - 

<■ G.mm^m^M^^ • . ■ chamber of an Eagle 10™., 

Asubstratooomp^^ 

.actor. Thereac fo noha m berisevaouatedtovacuumandheatedto360 C. P 

chambaisadju^ 
15 Acetic acid vapor is mixed* nitrogen gas, introduced to the r 

the substrate. . , lhe react jon chamber by flowing 

Excess acetic acid and reaction by-products are purged from 

nitrogen gas. 

HJ?e*^^ • , nfl ded into the reaction chamber of an Eagle 10™ 

■ "-rzzzzzzz — . ■ 

A plasma discharge or glow is created n the gas by me pp 

\^^smMimm reac tion chamber of an Eagle 10™ 

^ A subs.* W *— » «» «a*n spaca of an ALD » 
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evacuated with a vacuum pump. The reaction space temperature was adjusted to 250°C. Cobalt source gas 
Co(thd)3 was heated to 110°C in a source container inside the ALD reactor. Alternating pulses of cobalt 
source gas and the ozone/oxygen mixture were introduced into the reaction space. The ozone/oxygen 
mixture had a flow rate of about 100 std. crrWmin during the ozone pulse. 
5 The pulsing cycle consisted of the following steps: 

Co(thd)3 pulse 1.5 s 

N2 purge 2.0 s 

O3 pulse 3.0 s 

"* '•**'" ; " N2 purge 2.0s. . ■ '"' 

10 The pulsing cycle was repeated 2000 times. The resulting thin film had a thickness of about 64 hm 

and a growth rate of about 0.03 hm/cycle; - Stoichiometry of the CoO film was determined by energy 
dispersive x-ray spectroscopy (EDS). . : 

CoO was reduced into Co metal by treating the samples with ethanol . vapor for 10 minutes at 400°C. 
v . Energy dispersive x-ray spectroscopy (EDS) results showed that the reduced filmwas pure cobalt; the oxygen *• 

15 content of the cobalt film was below the detection limit of the EDS. The above process was successfully 
employed to deposit layers of 200 nm to metal. It will be understood that, for layers in the range desired for 
the preferred magnetic devices, the reduction temperature can be lowered, e.g., to the 300°C process 
temperature of the ALD processes. 

Regarding the ferromagnetic layers, reduction of metal oxide into metal was tested with cobalt oxide, 

20 as described above in Example 3. Reduction of nickel oxide into nickel metal is also possible. The reduction 
of platinum oxide into platinum metal is also possible for the production of a pinning layer. Reduction of iron 
oxide into iron metal requires quite strong reducing agent A relatively good correlation between theoretical 
calculations (Free Gibb's energy of the reaction, calculated with HSC Chemistry® for Windows, Outokumpu 
Research Oy, Finland) and experiments for the reduction process has been observed. 

25 Although the foregoing invention has been described in terms of certain preferred embodiments, 

other embodiments will be apparent to those of ordinary skill in the art. Additionally, other combinations, 
omissions, substitutions and modification will be apparent to the skilled artisan, in view, of the disclosure 
herein. Accordingly, the present invention is not intended to be limited by the recitation of the preferred 
embodiments, but is instead to be defined by reference to the appended claims. 
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A method of fabricating a magnetic memory cell, comprising: 
" providingasubstrateonwhichthemagneticmemorycellisformed; 

depositing a first ferromagnetic layer; 

depositing adieleotriclayeroverthe firstfermmagneticlayer. and _ 

i ■•'■5' 

10 ' : The ^ i « 1. — ■ - — ' - * ' ^ ^ 

depcanga ^elemental metal compreescotalt 



20 



25 



, TM^efCI^IO.^^etoerte.meMceanpaeeeeobe.L 

ferromagnetic layer. 

14 Amethodoffabricatingamagneticmemorycell.compnsmg: 

providingasubstrateonwhichmemagneticmemorycellisformed; 

depositing a first magnetic layer on the substrate; 
a Hipiectric laver over the first magnetic layer, 

^:;^-e,^o. te «*^^'^ 
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providing a substrate on which the magnetic memory cell is formed; 
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forming a first magnetic layer on the substrate; 
depositing a first non-magnetic metal oxide layer over the first magnetic layer; 
converting the first non-magnetic metal oxide layer to a first non-magnetic metal layer; 
depositing an insulating layer on the first non-magnetic metal layer; 
5 depositing a second non-magnetic metal oxide layer by atomic layer deposition (ALD); 

converting the second non-magnetic metal oxide layer to a second non-magnetic metal 
layer; and 

depositing a second magnetic layer on the second non-magnetic metal layer. 
"16. : The method of Claim 15, wherein the first meiaf oxide ; layer is deposited by 

10 ALD. : / ■ ' - . 

17. - * The method of Claim 15,wherein the first non-magnetic metaHoxide- layer and the second 
non-magnetic metal oxide layer are converted to the first and second non-magnetic metal layers by reducing 
the metal oxide to elemental metal. 

V . . 18, The method of Claim -17, wherein reducing comprises exposing the metal oxide layer to. a 
15 chemical selected from the group consisting of hydrogen, hydrogen-rich radicals, carbon monoxide, alcohol 
vapor, aldehyde vapor and carboxylic acid vapor. 

19. The method of Claim 15, wherein the first and the second non-magnetic metal oxide layers 
comprise copper oxide. 

20. A method of fabricating a magnetic nanolaminate structure, comprising:' 

20 depositing a plurality of metal oxide layers on a substrate by atomic layer deposition (ALD); 

and 

converting at least one of the metal oxide layers to elemental metal layers, wherein at least 
one of the metal oxide layers is magnetic. 

21 . The method of Claim 20 ( wherein the magnetic nanolaminate structure is part of a magnetic 
25 memory device. 

22. The method of Claim 20, wherein the magnetic nanolaminate structure is part of a read- 
head. 

23. The method of Claim 20, wherein the magnetic nanolaminate structure comprises a 
magnetic tunneling junction. 

30 24. The method of Claim 20, wherein the magnetic nanolaminate structure is part of a spin 

valve transistor. 

25. The method of Claim 20, wherein depositing the plurality of metal oxide layers comprises, in 
order: depositing a first magnetic metal oxide layer, depositing an insulating layer, and depositing a second 
magnetic metal oxide layer. 
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26. The method of Claim 20, wherein depositing the plurality of metal oxide layers comprises, in 
order, depositing a first magnetic metal oxide layer, depositing a first non-magnetic metal oxide layer, 
depositing an insulating layer, depositing a second non-magnetic metal oxide layer, and depositing a second 
magnetic metal oxide layer. 

5 27. The method of Claim 20, wherein converting comprises reducing a metal oxide layer to 

elemental metal. 

28. The method of Claim 27, wherein reducing comprises contacting the layer with a compound 
selected from the group consisting of hydrogen, hydrogen-rich radicals, carbon monoxide, alcohol vapor, 
aldehyde vapor andcarboxylic acid vapor; " ' { , • "~ 

10 29; The method of Claim 20, wherein at least one of; the metal oxide layers comprises a 

ferromagnetic oxide selected from the group consisting of .magnetite ^), Cr0 2 , manganite. peravskftes. 
doped with alkaline earth metals and metal oxide superiattices. 

30. The method of Claim 20, wherein the magnetic nanolaminate comprises at least one 
.magnetic metal setacted from the group cansSsfoig.of irqn-(r^)».oobaltj[Co);an4nlckel (M).; ■ 

15 31. The method of Claim 20, wherein the magnetic nanolaminate comprises at least one non- 

magnetic metal. 

32. The method of Claim 31 , wherein the non-magnetic metal is copper. 

33. A method of depositing a metal layer for a magnetic device by atomic layer deposition 
(ALD), wherein the ALD process comprises alternately contacting a substrate with volatile metal source 

20 chemicals and hydrogen-rich plasma. 

34. The method of Claim 33, wherein the ALD process forms a metal oxide. 

35. The method of Claim 34, further comprising reducing the metal oxide. 

36. The method of Claim 34, wherein the metal oxide comprises a magnetic metal. 

37. The method of Claim 36, wherein the magnetic metal is selected from the group consisting 

25 of iron (Fe), cobalt (Co) and nickel (Ni). 

38. The methodof Claim 34, wherein the metal oxide comprises a noh-rnagrietipmetal, 

39. The method of Claim 33, wherein the magnetic device comprises an integrated MRAM 

magnetic tunnel junction. 

40. The method of Claim 33, wherein the magnetic device comprises a spin valve transistor. 
30 41 . The method of Claim 33, wherein, the magnetic device comprises a pseudo spin valve. 

42. A method of manufacturing a magnetic element in an integrated circuit, comprising: 
providing a substrate comprising a hard magnetic material; 
' cleaning the substrate surface; 

depositing an aluminum oxide tunneling dielectric by atomic layer deposition (ALD) on the 
35 substrate; 
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depositing cobalt oxide over the aluminum oxide by ALD; and 
reducing the cobalt oxide to cobalt metal. 

43. The method of Claim 42, wherein cleaning comprises sputter-etching. 

44. The method of Claim 42, wherein cleaning comprises contacting the substrate surface with 
5 a gas selected from the group consisting of hydrogen, hydrogen-rich radicals, carbon monoxide,, alcohol 

vapor, aldehyde vapor and carboxylic acid vapor. 

, 45. The method of Claim 42, wherein reducing the cobalt oxide comprises contacting the 
substrate with a gas selected from the group consisting of hydrogen, hydrogen-rich radicals, carbon 
monoxide, alcohol vapor, aldehyde vapor and carboxylic acid vapor. 
10 A method of .reducing oxidized ferromagnetic- metalin a magnetic structure into elemental metal comprising 
contacting the oxidized metal with a volatile organic compound selected from the group consisting of alcohols, 
aldehydes and carboxylic acids. 

46. A method of fabricating a sensing element of a read-head comprising: 
providing a substrate on which the sensing element is to be formed; 

15 depositing a first ferromagnetic layer by atomic layer deposition (ALD); 

depositing a conductive layer over the first ferromagnetic layer and 
depositing a second ferromagnetic layer over the conductive layer. 

47. The method of Claim 46, wherein the conductive layer is deposited by atomic layer 
deposition. 

20 48. The method of Claim 46, wherein the second ferromagnetic layer is deposited by atomic 

layer deposition. 

49. The method of Claim 46, wherein the first ferromagnetic layer comprises NiFe and the 
second ferromagnetic layer comprises Co. 

50. The method of Claim 46, wherein the conductive layer comprises Cu. . 
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Deposit cobalt oxide layer by ALD. - 200 



Use reduction reaction to convert 
"" cbb8lf oxide to elemental cobalt 
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layer by ALD. 



Deposit cobalt oxide layer by ALD. 
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